Colourless single crystals of Na 4SiSe4 were obtained by reacting an intimate mixture of 829.5 mg Na 2Se (prepared from the elements in liquid ammonia), 124.4 mg 99.9999% Si and 525.0 mg 99.999% Se (approximate molar ratio 3:2:3) in a sealed and evacuated silica tube. The sample was gradually heated to 973 K, annealed for 12 h at this temperature and finally allowed to cool to ambient temperature at a controlled rate of 3 K/h.
Discussion
The crystal structure of Na 4SiSe4 is characterized by the formation of discrete tetrahedral SiSe 4 4-anions (d(Si-Se) = 2.259(9) Å) with C s symmetry. With one triangular plane almost parallel to (001) the tetrahedra pointing in opposite directions are arranged in alternating sheets parallel to (100). Three independent Na + ions occupy the octahedral interstices of a rather distorted cubic close chalcogen packing. Na (1) [3] . This structure type is also observed with the chalcogenostannates Rb 4SnSe4, K4SnTe4 and Rb4SnTe4 [4] . The germanium homologue Na 4GeSe4, however, crystallizes with an idiosyncratic yet closely related structure [5] . (2) Na (1) Na (3) Si Se (2) Se (1) Se ( 
